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HCl, acetone, rt,
87% (3 steps)
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spirotryprostatin A

a) EDCl*HCl, Et3N, DCM, rt, 90%;
b)TEMPO, NaOCl, KBr, NaHCO3,
DCM, 0C, 90%

H2, Pd/C,
MeOH, rt
33%

TBSOTf, Et3N,
DCM, 0C, 99%

highly
regioselective

xiv
BF3*OEt2, DCM, -40C, 80%;
then Tf2O, py, DCM, 0C, 87%

H2, Pd/C, EtOAc,
rt (dr 14:1)

1) CH2CHMgBr, THF, -78C;
2) SOBr2, py, DCM, -40C, 67% (3 steps);
3) LiBHEt3, THF, -20C, 92%

HF*py, THF, rt, 97%; then
Dess-Martin periodinane, DCM, rt, 84%

xxi, THF, -78C; then
Dess-Martin periodinane,
DCM, reflux, 84% (2 steps)

XXI

Pd2(dba)3, (o-tol)3P,
Et3N, toluene, reflux, 96%

TsOH*H2O, HC(OMe)3,
MeOH, 40C;
then H2, Pd/C,
MeOH, rt

NH2OH*HCl, NaOAc,
EtOH, 50C, 87%;
then MsCl, Et3N,
DCM, rt, 82%

TiCl4, DCM, rt, 86%Boc2O, DMAP, MeCN, rt, 96%
then MeLi, THF, -78C, 59%

O3, MeOH, DCM, -78C; Me2S;
then Jones reagent, acetone,
0C, 70% (2 steps)

TsOH*H2O, Na2SO4,
toluene, reflux, 91%

TIPSO CHO

Br

MgClMeO
*LiCl

XV

XXI

(after N-deprotection)

Stereoselective synthesis of spirotryprostatin A
K. Kitahara, J. Shimokawa and T. Fukuyama
Chem. Sci., 2014, 5, 904-907


